The chemical constituents of Taxus have been extensively investigated worldwide as a result of the discovery of paclitaxel with its remarkable anti-cancer activity.
Hz, H-13). The COSY experiment displayed connectivities between H-2/H-3, H-5/H-6/H-7, and H-13/H-14. The relative low field chemical shift of the H-10 indicated its acylation in a bicyclic system that was supported by the HMBC correlations with C-15, C-12, and a carbonyl of O-acetyl moiety at C-10. The oxygenated methylene protons at d 4.90 and 4.04 (each 1H, d, Jϭ12 Hz) were correlated to C-3, C-4 and another carbonyl of O-acetyl moiety at C-20. The methyl protons (d 1.57) at C-19 showed HMBC correlation with C-7, C-8 and C-9 at d C 62.6, 128.2 and 141.1. The relative configuration of 1 was determined through comparing 1 H-NMR data and the coupling constants with those of 7-deacetylcanadensene (4) 17) and from its NOESY spectrum that showed correlations between H-10/H-7; H-1/Me-16; Me-17/H-2 and H-13/Me-16 ( Fig. 1) . Finally, acetylation of 1 provided compound 5 identical with a product derived from acetylation of 4. Hence, the structure of 1 was established and named tasumatrol M.
The HR-ESI-MS of 2 revealed the molecular formula C 28 H 38 O 11 (two protons less than 1), as derived from a quasimolecular ion at m/z 573. 18, 19) The COSY spectrum of 3 revealed the H-3 at rather low field (d 3.76). In the HMBC spectrum of 3, cross peaks were observed between H-19 and both C-9 and C-7 suggesting the presence of an hydroxymethylene at C-8. The HMBC of 3 also showed correlations of H-10/C-15 and H-2/C-8, C-3, C-15, C-14. The result of NOESY experiment (Fig. 2 ), which showed correlations of H-2/Me-16, Me-19 and H-2 agreed with borientation of H-2, H-13, Me-16, Me-17, and Me-19, and aconfigurations for H-3, H-7, and H-10, respectively. Based on this data, the structure of tasumatrol O was determined as 3.
Compounds 1 and 2 belong to new taxoids of the 6/12 ring system, which may be biogenetically derived from verticillene of the C-4(20) double bond. 5, 20) Compound 2 is probablly generated by the oxidation of 1 at C-5. Compound 3 represents a new baccatin III derivative, which belongs to 11(15→1)-abeotaxane type with a hydroxy at C-19.
Experimental
General Experimental Procedures Optical rotations were recorded on a JASCO DIP-1000 polarimeter. IR spectra were measured on Hitachi T-2001 spectrophotometer. Low-resolution EI-MS and FAB-MS spectra were recorded on a VG Quattro 5022 mass spectrometer. High-resolution ESI-MS spectra were measured on a JEOL HX 110 mass spectrometer. The Extraction and Isolation Dried leaves and twigs (15.5 kg) were ground and extracted thrice with acetone at room temperature. The combined extracts were filtered and concentrated under vacuum to obtain a crude residue (3.05 kg). The residue was stirred with H 2 O and the resulting emulsion was partitioned between EtOAc/H 2 O (1 : 1) to produce an EtOAc extract (173 g) and an aqueous layer that was further extracted with n-BuOH to furnish the n-BuOH extract (142 g). The EtOAc extract was fractionated on Sephadex LH-20 using MeOH into fractions A (60 g) and B (86 g). Fraction A was chromatographed on a NP-silica gel column using n-hexane/CH 2 Cl 2 /MeOH (100 : 100 : 1 to 1 : 1 : 1) to yield 10 fractions A-1 to A-10. (1, 40 mg) . Fraction A-6-6f (120 mg) was fractionated by NP-HPLC using n-hexane/CH 2 Cl 2 /MeOH (15 : 10 : 1) afforded 7-deacetylcanadensene (4, 30 mg) 17) and 2a,7b,13a-triacetoxy-5a,9a-dihydroxy-2(3→20) abeotaxa-4(20),11-dien-10-one (15 mg). 21) Tasumatrol M (1) 6 (q, C-18), 12.4 (q, C-19), 59.5 (t, C-20), 168.0, 169.9, 170.5 Acetylation of Compound 4 Compound 4 (15 mg) was acetylated using Ac 2 O/py (1 : 1) at room temperature for 16 h. After the usual work up of the reaction product gave a compound (10 mg) identical with 5.
